The electronic spectra of the salts [Ni~l(tim)]2+[M~l(mnt)2]2-(tim = 2,3,9,1O-tetramethyl-l,4,8,11 -tetra-azacyclotetradeca-1,3,8,10-tetraener H2mnt = 1,2-dicyano-l ,2-ethylenedithiolI M2+ = Ni2+, Pd2+, Pt2+) are dominated by an intense absorption band which is assigned to an outer-sphere ligand to ligand charge transfer transition from the complex anion to the cation. Intramolecular (inner-sphere) charge transfer (CT) transitions play an important role in the photophysics and photochemistry of transition metal complexes.' Optical CT may take place from the ligand to the metal (CTLM),2 from the metal to the ligand (CTML),2 from one metal to another metal (CTMM),2 or from one ligand to another ligand (CTLL).3-7 In principle it should be possible to observe all these optical CT transitions also as outer-sphere processes. Although intermolecular CT excitation of metal complexes becomes increasingly important in inorganic photochemistry8 only outer-sphere CTMM transitions are known.2 We report here our observation of an outer-sphere CTLL transition.
Intramolecular (inner-sphere) charge transfer (CT) transitions play an important role in the photophysics and photochemistry of transition metal complexes.' Optical CT may take place from the ligand to the metal (CTLM),2 from the metal to the ligand (CTML),2 from one metal to another metal (CTMM),2 or from one ligand to another ligand (CTLL).3-7 In principle it should be possible to observe all these optical CT transitions also as outer-sphere processes. Although intermolecular CT excitation of metal complexes becomes increasingly important in inorganic photochemistry8 only outer-sphere CTMM transitions are known. 2 We report here our observation of an outer-sphere CTLL transition.
Intense absorption bands which are assigned to intramolecular CTLL transitions appear in the electronic spectra of square planar complexes which contain a 1,2-ethylenedithiolate ligand as electron donor and a 1,Zdiimine ligand as electron acceptor.3.5 If the diimine and the dithiolate are co-ordinated in separate complexes which form an ion pair or a salt it might be possible to observe outer-sphere CTLL absorption bands. In order to explore this possibility we selected the yellow cation (Ni(tim)]2+ 9 
